General methods: Melting points were determined on an Electrothermal melting point apparatus and are uncorrected. All NMR spectra were recorded on a Bruker Avance III 400-MHz Ultrashield Plus spectrometer and 1 H,
19
F and 13 C NMR spectra were recorded at 400, 376 and 101 MHz, respectively. Thin-layer chromatography was conducted on 0.2 mm plates using Merck silica gel 60 F254. Column chromatography was achieved using Merck silica gel 60 (article size 0. 063-0.200μm, 70-230 mesh) . High resolution mass spectra were obtained on a Waters 2795 Alliance Separations Module. LCMS were routinely run to verify reaction outcome using an Agilent 6100 Series Single Quad couple to an Agilent 1200 Series HPLC. All compounds were of > 95% purity.
4-(2-(Trifluoromethyl)phenyl)thiazol-2-amine (10)
2'-(Trifluoromethyl)acetophenone (200 mg, 1.06 mmol, 159 µL) was added to MeCN (3 mL). Br 2 (93 mg, 1.17 mmol, 30 µL) was added dropwise to the mixture at room temperature. The mixture was then heated for 2 h at 100 °C. At this time, thiourea (89 mg, 1.17 mmol) was added to the cooled reaction mixture, which was then heated for a further 2 h at 100 °C. The reaction was cooled on ice and the precipitate that formed was filtered. This solid was dissolved in EtOAc (20 mL) and washed twice with Na 2 CO 3 (1M) (20 mL). The organic fraction was dried over MgSO 4 and the filtrate reduced in vacuo to yield a white compound. The compound was purified using column chromatography using a step gradient from Hexane: EtOAc (1:1) to EtOAc 100 % to yield a crystalline white solid (48 mg, 20 % 
4-(3-Aminophenyl)thiazol-2-amine (15)
3'-Aminoacetophenone (500 mg, 3.70 mmol) was dissolved in CHCl 3 (3 mL). Br 2 (698 mg, 3.88 mmol, 225 µL) was added dropwise over 10 min whilst stirring at 0 o C. The mixture was then heated at 50 o C for 2 h, at which time the reaction mixture was cooled and quenched using Na 2 CO 3 (1M). The biphasic mixture was added to CHCl 3 (20 mL) and washed twice with Na 2 CO 3 (1M) (20 mL). The organic fraction was dried over MgSO 4 and the filtrate reduced in vacuo to yield a cream-coloured powder. The crude powder was dissolved in MeCN (4 mL), thiourea (187 mg, 2.45 mmol) was added and the mixture heated at 100 o C for 2 h. The reaction was cooled on ice and the precipitate that formed was filtered. This solid was dissolved in EtOAc (20 mL) and washed twice with Na 2 CO 3 (1M) (20 mL). The organic fraction was dried over MgSO 4 and the filtrate reduced in vacuo to yield a white powder. The compound was purified using column chromatography using a step gradient from Hexane: EtOAc (1:1) to EtOAc 100 % to yield a light brown solid (36 mg, 5 %). m. 
4-(3-Methoxyphenyl)thiazol-2-amine (20)
Same procedure as for 15, from 3'-methoxyacetophenone gave a yellow solid (95 mg, 14 %). 0  10  20  30  40  50  60  70  80  90  100  110  120  130  140  150  160  170  180 
